Morphology of the Au Film Electrode
Secondary Electron Microscopy (SEM) characterization of an annealed Au film electrode shows homogeneously distributed nanocrystallites (Fig. S1a) . Statistical evaluation yields an average grain size of around 200 nm (Fig. S1b ). It should be noted, that the Au particle grain size can affect the spectral features of interfacial water. [1;2] As an additional surface structure sensitive probe, we employed the underpotential deposition of lead (Pb-upd), which had been employed earlier for the electrochemical characterization of the surface structure of annealed gold films. [3] [4] [5] [6] the (100)-(111) zone. [5] Overall, the voltammetric profiles do not allow an unambiguous structural assignment. In particular, they are not characteristic for (100) oriental facets as dominant structural element. 
